As 2 Ca 2 H 13 NaO 14 , triclinic, P1 (no. 2), a = 6.680 (5) 
Experimental details
Hydrogen atoms were geometrically placed and refined using distance restraints. Odd anisotropic displacement parameters were found probably due to crystal size and shape. The range of Ca/As and Na/As ratios measured by EDS seems to exceed the analytical error, suggesting the possibility of a coupled substitution of Ca 2+ + AsO4 3 for Na + + HAsO 4 2 .
Discussion
Although arsenic has been classified at the top of the priority list of the most hazardous substances [1] , the crystal chemistry of numerous As-bearing compounds continues tobe poorly known. Under oxidizing conditions As(V) is the most common form of arsenic in natural waters, with AsO4 3 , HAsO 4 2 , H 2 AsO 4 and H 3 AsO 4 0 being the prevailing aqueous species in different pH ranges. Immobilization of arsenate in the environment can occur by precipitation of low-solubility salts or by sorption on mineral surfaces. Precipitation of calcium arsenates has been proposed as a remediation method, and the interaction of As(V) with limestone has been widely studied [2] . This interaction leads to the formation of a series of calcium arsenate compounds, many of them with unknown XRD patterns [3] . At present there are over 20 different calcium arsenate compounds in the Powder Diffraction File, but the crystal structure has only been determined for a part of these compounds. The most complete research on the crystal-chemistry of these arsenates was carried out by Ferraris and co-workers [4] [5] [6] [7] [8] , who studied the structures of a number of arsenates and hydrogen arsenates of calcium. According to these authors, the coexistence of arsenate groups with different protonation degrees is common in calcium arsenates as Ca5 (HAsO 4 ) 2 (AsO 4 ) 2 · 9H 2 O (guerinite and ferrarisite) and Ca5(HAsO4)2(AsO4)2 · 4H 2 O (sainfeldite). Formation (at pH ca. 8) of guerinite, sainfeldite, and the new arsenate NaCa2(HAsO4)(AsO4) · 6H 2 O was observed in a previous study [9] on the interaction of As(V) with gypsum, which is the origin of the present work.
The crystal structure of NaCa2(HAsO4)(AsO4) · 6H2O is formed by (001) 
